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(5 7) Abstract: 

PROBLEM TO BE SOLVED: To provide a novel electron 
accepting polymer compound; and a method for 
producing and a method for using the same. 
SOLUTION: The polymer compound comprises having a 
structure represented by formula (1) in the principal 
chain, wherein X1 and X2 are same or different each 
other and carbon constituting the benzene ring or 
nitrogen constituting the pyridine ring; R1 and R2 are 
same or different each other and a substituent group; k 
is 0, 1, 2 or 3 if X1 and X2 constitute benzene rings and 
is 0, 1 or 2 if X1 and X2 constitute pyridine rings; Y is an 
atom or an atomic group necessary to complete a 5-7 
membered heterocycle. 
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* NOTICES * 

JPO and INPIT are not responsible for any 
damages caused by the use of this translation. 

1. This document has been translated by computer. So the translation may not reflect the original 
precisely. 

2. **** shows the word which can not be translated. 
3.1n the drawings, any words are not translated. 



CLAIMS 



[Claim(s)] 

[Claim 1]A high molecular compound which has the structure shown with a following formula (1) 
in a main chain. 
[Formula 1] 




In [type (1), X 1 and X 2 may be the same respectively, or may differ from each other, and express 

the carbon which constitutes the benzene ring, or the nitrogen which constitutes a pyridine ring. 
R 1 and R 2 may be the same respectively, or may differ from each other, and express a 

substituent. k is 0, 1,2, or 3, when and X 2 constitute the benzene ring, and when a pyridine 

ring is constituted, it is 0, 1, or 2. Y expresses the atom or the atomic group for completing the 
heterocycle of 5 - 7 member. ] 

[Claim 2]A high molecular compound of claim 1 which is nitrogen in which X 1 in a formula (1) and 
X 2 constitute a pyridine ring. 

[Claim 3]A high molecular compound of claim 1 or 2 whose Y in a formula (1) is O, S, N=N, or 
R^N-CO-NR.^ (however, R^ and R 12 may be the same respectively, or may differ from each 

other, and express hydrogen or a substituent.). 

[Claim 4]One high molecular compound of claims 1-3 whose molecular weights are 1000 or more 
in weight average molecular weight. 

[Claim 5]One high molecular compound of claims 1-4 shown by a formula (2). 
[Formula 2] 
(Rl)k <, R 2>k 

V— £ U- (2) 




In [type (2), X 1 and X 2 may be the same respectively, or may differ from each other, and express 

the carbon which constitutes the benzene ring, or the nitrogen which constitutes a pyridine ring. 
R 1 and R 2 may be the same respectively, or may differ from each other, and express a 

substituent. k is 0, 1 , 2, or 3, when X 1 and X 2 constitute the benzene ring, and when a pyridine 

ring is constituted, it is 0, 1, or 2. Y expresses the atom or the atomic group for completing the 
heterocycle of 5 - 7 member, n expresses a degree of polymerization and is 5-1000. ] 
[Claim 6]A manufacturing method of a high molecular compound obtained by carrying out 
dehalogenation of the dihalogen compound shown with a following formula (3) in one high 
molecular compound of claims 1-5, and polymerizing. 
[Formula 3] 
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Xi X 2 



(3) 



In [type (3), X 1 and X 2 may be the same respectively, or may differ from each other, and express 

the carbon which constitutes the benzene ring, or the nitrogen which constitutes a pyridine ring. 
R 1 and R 2 may be the same respectively, or may differ from each other, and express a 

substituent. k is 0, 1,2, or 3, when X-j and X 2 constitute the benzene ring, and when a pyridine 

ring is constituted, it is 0, 1 , or 2. Y expresses the atom or the atomic group for completing the 
heterocycle of 5 - 7 member. and Z 2 may be the same respectively, or may differ from each 

other, and express halogen. ] 

[Claim 7]A manufacturing method of a high molecular compound of claim 6 in which a 
dehalogenation polymerization is performed under existence of copper or a zero valent nickel 



[Claim 8]Directions of a high molecular compound which uses one high molecular compound of 
claims 1-5 as electrochromic materials or an active material for cells. 



compound. 



[Translation done.] 
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* NOTICES * 

JPO and INPIT are not responsible for any 
damages caused by the use of this translation. 

1 This document has been translated by computer. So the translation may not reflect the original 
precisely. 

2.**** shows the word which can not be translated. 
3.1n the drawings, any words are not translated. 



DETAILED DESCRIPTION 



[Detailed Description of the Invention] 
[0001] 

[Field of the Invention]This invention relates to the new high molecular compound which has pi 

conjugated system which met the main chain, and its manufacturing method. 

Specifically, it is related with the high molecular compound which can expect the use as a 

material for functional organicity devices, such as an organic electroluminescence device and an 

organic FET (field effect transistor) device, and its manufacturing method. 

It is related with the directions as electrochromic materials and an active material for cells. 

[0002] 

[Description of the Prior Art]In recent years, pi conjugate polymer compound attracts attention 
as electric and an optical function material, for example, is applied to the rechargeable battery, 
an organic electroluminescence device or an organic FET device, etc. For example, poly para- 
phenylene vinylene (PPV), poly para-phenylene (PPP), etc. are used for an organic 
electroluminescence device, and poly aniline, a polythiophene, etc. are used for the rechargeable 
battery for the polythiophene etc. at the organic FET device. However, since many of materials 
developed so far are electron-donative polymers, the restrictions of ** to which the design of a 
device is restricted have arisen. For example, in the field of a polymers EL device, most devices 
reported now are devices deficient in the electron transportation capability to consist of 
electron-donative material, and an improvement of the further characteristic is possible by 
combining with the polymer material which has electronic receptiveness and in which the 
characteristic as a n type conductor is expected. Although many reports of the p type FET 
device of an electron-donative polythiophene base are carried out in the field of the FET device 
using a conductive polymer, The FET device using electronic receptiveness polymers is not yet 
reported, but an appearance of the polymer material in which the n type characteristic is shown 
with electronic receptiveness is desired. 
[0003] 

[Problem(s) to be Solved by the Invention]The purpose of this invention is new pi conjugate 
polymer compound which can expect the use as a functional material of functional organicity 
devices, such as an organic electroluminescence device and an organic FET device, and which 
has electronic receptiveness, and to provide the manufacturing method. It is providing the 
directions as electrochromic materials and an active material for cells. 
[0004] 

[Means for Solving the Problem]Such a purpose is attained by following this invention. 
[0005](D A high molecular compound which has the structure shown with a following formula (1) 
in a main chain. 
[0006] 
[Formula 4] 

<R2)K 

(1) 
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[0007]In [type (1), X 1 and X 2 may be the same respectively, or may differ from each other, and 

express the carbon which constitutes the benzene ring, or the nitrogen which constitutes a 
pyridine ring. R 1 and R 2 may be the same respectively, or may differ from each other, and 

express a substituent. k is 0, 1 , 2, or 3, when X-j and X 2 constitute the benzene ring, and when a 

pyridine ring is constituted, it is 0, 1 , or 2. Y expresses the atom or the atomic group for 
completing the heterocycle of 5 - 7 member. ] 

(2) A high molecular compound of the above (1) which is nitrogen in which X 1 in a formula (1) and 
X 2 constitute a pyridine ring. 

(3) The above (1) whose Y in a formula (1) is O, S, N=N, or R^N-CO-NR^ (however, R^ and 
R 12 may be the same respectively, or may differ from each other, and express hydrogen or a 
substituent.), or (2) high molecular compounds. 

(4) One high molecular compound of above-mentioned (1) - (3) whose molecular weights are 
1000 or more in weight average molecular weight. 

(5) One high molecular compound of above-mentioned (1) - (4) shown by a formula (2). 
[0008] 

[Formula 5] 

[0009]In [type (2), X 1 and X 2 may be the same respectively, or may differ from each other, and 

express the carbon which constitutes the benzene ring, or the nitrogen which constitutes a 
pyridine ring. R 1 and R 2 may be the same respectively, or may differ from each other, and 

express a substituent. k is 0, 1, 2, or 3, when X 1 and X 2 constitute the benzene ring, and when a 

pyridine ring is constituted, it is 0, 1, or 2. Y expresses the atom or the atomic group for 
completing the heterocycle of 5 - 7 member, n expresses a degree of polymerization and is 5- 
1 000. ] 

(6) The above (1) Manufacturing method of a high molecular compound obtained by carrying out 
dehalogenation of the dihalogen compound shown with a following formula (3) in one high 
molecular compound of - (5), and polymerizing. 

[0010] 
[Formula 6] 

(3) 




[001 1]In [type (3), X 1 and X 2 may be the same respectively, or may differ from each other, and 

express the carbon which constitutes the benzene ring, or the nitrogen which constitutes a 
pyridine ring. R^ and R 2 may be the same respectively, or may differ from each other, and 

express a substituent. k is 0, 1, 2, or 3, when X 1 and X 2 constitute the benzene ring, and when a 

pyridine ring is constituted, it is 0, 1 , or 2. Y expresses the atom or the atomic group for 
completing the heterocycle of 5 - 7 member. Z 1 and Z 2 may be the same respectively, or may 

differ from each other, and express halogen. ] 

(7) A manufacturing method of the high molecular compound of the above (6) in which a 
dehalogenation polymerization is performed under existence of copper or a zero valent nickel 
compound. 
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(8) The above (1) Directions of a high molecular compound which uses one high molecular 

compound of - (5) as electrochromic materials or an active material for cells. 

[0012] 

[Embodiment of the Invention] Hereafter, this invention is explained in detail. 

[0013]The high molecular compound of this invention is a high molecular compound which has 

the structure shown with a following formula (1) in a main chain, and is new pi conjugate polymer 

compound which has electronic receptiveness. 

[0014] 

[Formula 7] 

( R l)kv=( >= V {R 2 ) k ^ 





[0015]In a formula (1), X 1 and X 2 may be the same respectively, or may differ from each other, 

and express the carbon which constitutes the benzene ring, or the nitrogen which constitutes a 
pyridine ring. R 1 and R 2 may be the same respectively, or may differ from each other, and 

express a substituent. k is 0, 1 , 2, or 3, when X 1 and X 2 constitute the benzene ring, and when a 

pyridine ring is constituted, it is 0, 1 , or 2. Y expresses the atom or the atomic group for 
completing the heterocycle of 5 - 7 member. 

[0016]When it explains further, X 1 and X 2 are the same, and when they make electronic 

receptiveness reveal, combination of nitrogen is usually preferred [ ** ] about a formula (1). 
[0017]It may be any, for example, a substituent expressed with R 1 and R 2 may have a nitro 

group, a preferred amino group, etc., and may be an alkyl group of the carbon numbers 1-3, etc. 
As for k, it is preferred that it is 0 (namely, thing which does not have a substituent other than a 
predetermined combination) in any [ of the benzene ring and a pyridine ring ] case. 
[0018]As an atom or an atomic group expressed with Y, preferably, O, S, N=N, R^N-CO-NR^, 

etc. are mentioned and O, N=N, R^N-CO-NR^, etc. are preferred especially. Here, R^ and R 12 

may be the same respectively, or may differ from each other, and express hydrogen or a 
substituent (for example, alkyl group of the carbon numbers 1-3), their usually same thing is 
preferred, and their combination of hydrogen is especially preferred. 

[001 9]If a high molecular compound of this invention has the structure shown by a formula (1) in 
a main chain, within limits which restriction in particular does not have in the structure, and do 
not check electronic receptiveness besides a composition repeating unit of a formula (1). 
Although it has other composition repeating units (for example, thing derived from pyridine, 
pyrimidine, quinoline, NAFUCHI lysine, etc.), it is preferred that it is a high molecular compound 
which consists of structure especially shown by a formula (1). In this case, although a 
composition repeating unit of a formula (1) may be the same homopolymer and it may be a 
copolymer of combination from which a composition repeating unit of a formula (1) differs, it is 
preferred on a composite ease or the characteristic that it is a homopolymer. 
[0020]It is weight average molecular weight, as for a molecular weight of a high molecular 
compound of this invention, 1000 or more are preferred, and also it is preferred that it is 3000- 
50000. It becomes easy to mold by having such a molecular weight, and intensity of mold goods 
improves by it. 

[0021]As for especially a high molecular compound of this invention, what is shown with a 
following formula (2) is preferred, and its homopolymer is preferred especially. 
[0022] 
[Formula 8] 
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(R 2 )k 




(2) 



[0023]In a formula (2), X 2 , Rj, R 2 , K and Y are a thing in a formula (1), and a thing of 

homonymy, and their desirable thing is also the same, n is a degree of polymerization and is 5- 
1000. 

[0024]Although the good example of the high molecular compound of this invention is shown 
below, it is not limited to these. It combines and the weight average molecular weight Mw is 
shown. All end groups are H. 
[0025] 
[Formula 9] 



P-l 
(PBC) 



N=N 




Mw=1.64XlG' 



P~2 

(PDpyPd) 




Mw=3.0X10" 



P-3 

(PDpyPi 



=2. 9 x 10" 



P-4 

(PDBDAz) 



P-5 

(PDpyDAz) 





Mw=4. 14X10* 
2. 66 X 10 3 



Mw=2. 9 X 10* 



[0026]Such a high molecular compound is obtained by polymerizing while using as a starting 
material a dihalogen compound shown with a following formula (3) according to structure made 
into the purpose and carrying out dehalogenation of these. 
[0027] 

[Formula 10] 



(Rl)kvi 




V(R2)k 

Zl ~~\__/ 2 / ~ Z2 



(3) 
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[0028]In a formula (3), X 1f X 2 , R v R 2 , k, and Y are a thing in a formula (1), and a thing of 
homonymy. Z 1 and Z 2 may be the same respectively, or may differ from each other, and express 
halogen. CI, Br, I, etc. are mentioned as halogen expressed with Z^ and Z 2 . The same thing of Z 1 
and Z 2 is preferred, and their combination of Br(s), etc. are preferred. 

[0029]The metal or metallic compounds which has dehalogenation ability is made to exist on the 
occasion of dehalogenation and a polymerization. Various things are mentioned as the metal or 
metallic compounds used for this invention. First, as metal, the metal which causes the C-C 
coupling reaction of reducing metal or an organic halogenated compound is desirable, For 
example, 14 group metals, such as 13 group metals, such as 12 group metals, such as transition 
metals, such as two group metals, such as one group metals, such as Li, Na, and K, Mg, and Ca, 
Ti and V, Cr, Fe, Co, nickel, and Cu, and Zn, aluminum, and Ga, and Sn, are mentioned. The 
catalyst which consists of other metal or metallic compounds may be used for these metal if 
needed (in the similar polymerization using Mg, the example which makes a nickel compound a 
catalyst is indicated at a ceremony (1) in the 46th volume of a magazine "polymers", and 68 
pages (1997)). Although there is no restriction in particular as metallic compounds, the thing 
which makes the C-C coupling reaction of reducing metallic compounds or an organic 
halogenated compound cause is desirable, for example, a zero valent nickel compound, a zero 
valent palladium compound, etc. are mentioned. When using these zero valent metal compounds, 
such a zero valent metal compound itself may be used, and a divalent nickel compound, a 
divalent palladium compound, etc. may be added, and it may be made to generate using reducing 
agents, such as zinc Zn and hydrazine, in the system of reaction. As a form of 
homopolymerization accompanied by C-C joint generation, polymerization formation of a 
statement can be mentioned [ Japanese Patent Application No. / No. 42428 / six to ] using a 
zero valent nickel compound. 

[0030]Copper or a zero valent nickel compound is preferred, and use of a zerovalent nickel 
complex (for example, bis(1 ,5-cyclo-octadiene)nickel:nickel(cod) 2 ) is preferred especially also in 

such. 

[0031]What is necessary is just to perform such a reaction at temperature of about 60 ** using 
organic solvents, such as dimethylformamide (DMF), etc. 

[0032]A reaction scheme in a case of obtaining a high molecular compound (however, k= 0) of a 

formula (2) is shown below. 

[0033] 

[Formula 11] 




~ X 1 X 2' 

+ n Ni(0)Lm 



DMF, 60X: 




Ni(0)Lm : om~y&^fo 

(Ni (cod) 2 1 2, 2' - fcf tf V k (DWL&m) 

[0034]Thus, the high molecular compound obtained can be identified with ultimate analysis, an 
infrared absorption spectrum (IR), etc. A molecular weight is calculated by the gel permeation 
chromatograph (GPC) method. 

[0035]The high molecular compound of this invention is an electronic receptiveness compound, 
and the use as a polymer material with electronic receptiveness, such as an organic 
electroluminescence device and an organic FET device, is expected. The thing of X 1 =X 2 =N can 
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also expect the use as a polymers chelating agent to metal among the high molecular compounds 
of this invention. 

[0036]Since an electrochemical reduction reaction accompanied by change of a color is shown, a 
high molecular compound of this invention can be used as electrochromic materials. It can also 
be used as an active material for cells using a oxidation reduction function. About these 
concrete application methods and gestalten, it applies to a publicly known thing correspondingly. 
[0037] 

[Example]Hereafter, an example explains this invention concretely. 
Example 1 (composition) 

The reaction scheme of the synthetic high polymer P-2 of the high molecular compound P-2 

(poly (3,2-c:2',3'-JIPIRIDO [e] pyridazine 3,8-diyl)) is shown below. 

[0038] 

[Formula 12] 




[0039] 1) The synthetic 1-13,3-dinitro 2,2-bipyridyl (2) of a monomer 

2-chloro-3-nitropyridine (1), (10 g-63.1mmol), N.N-dimethylformamide (30cm 3 ), and the end 
(12g) of copper bronze powder were agitated in the oil bath at 100 ** for 2 hours. The reaction 
mixture was filtered and the ammonia solution was added to the filtration thing. The sediment 
was filtered and silica gel column chromatography refined (eluent CHCI 3 ). It evaporated to 

dryness under the vacuum and the powder of the object of thin yellow was obtained (4.93 g, 64% 

of yield). Ultimate analysis, IR (the KBr method), and 1 HNMR performed identification. 
1-2) JIPIRIDO [3, 2-c:2\ and 3' - e] pyridazine (3) 

The solution which dissolved Na 2 S.9H 2 0 (2.2 g, 9.2mmol) for a 3,3'-dinitro 2,2'-bipyridyl (2), and 

(0.25 g, LOmmol) into water (7. 2cm 3 ) was added, and it agitated at the room temperature for 4.5 

hours. Chloroform (100cm 3 ) extracted this solution twice, and the extract was washed with 
water, and it dried and evaporated to dryness. Bright yellow residue was ******ed from ethanol 
and the bright yellow needle crystal of the object was obtained (0.16 g, 89% of yield). Ultimate 

analysis, IR (the KBr method), and 1 HNMR performed identification. 
1-3) 3 and 8 - a jib — ROMOJI pyrid [3, 2-c:2\ and 3' - e] pyridazine (4) 

JIPIRIDO [3, 2-c:2\ and 3 ! - e] pyridazine (3), (1.6-g, 8.6mmol), dark HBr (70cm 3 ), and Br 2 (41.4 

g, 259mmol) was agitated at 100 ** for 12 hours. The sediment was filtered after cooling to the 
room temperature, and it washed by water and ethanol. Silica gel column chromatography refined 
the sediment (eluent ethyl acetate). The powder of the object of thin yellow was obtained 
according to evaporation to dryness (2.7 g, 92% of yield). Ultimate analysis, IR (the KBr method), 

and 1 HNMR performed identification. 

2) high molecular compound P-2: — poly (3,2-c:2',3-JIPIRIDO [e] pyridazine 3,8-diyl) and 
PDpyPd (8) 
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Add bis(1,5-cyclo-octadiene)nickel (0) nickel(cod) 2 (0.86, 3.1mmol) into dry DMF (20cm 3 ) at a 
room temperature, and it is considered as a solution, A 2,2'-bipyridyl (0.41 g, 2.6mmol) and 1 and 

5-cyclo-octadiene (1. 45cm 3 , 1 1.8mmol) were added to this. After 1-hour churning, and 3 and 8 

- a jib — ROMOJI pyrid [3, 2-c:2\ and 3' - e] pyridazine (4) and (0.41 g-1.21mmol) were added 
to the system of reaction. The mixture was made to react at 60-70 ** for 48 hours. To the room 

temperature, the mixture was added to the ammonia solution (500cm ) after cooling, and 1 
evening churning was carried out. The filtered powder was washed with ** EDTA solution, warm 
water, diluted ammonia water, and methanol, vacuum drying was carried out at 100 ** for 15 
hours, and PDPyPd (0.154 g, 70% of yield) of the object was obtained. The result of ultimate 
analysis is shown below. It is generally known that a 2,2'-bipyridine is a hydrate. 
Actual measurement : C52.23%, H4.19%, N24.37% calculated value:(C 10 H 4 N 4 and2.8H 2 O) n :C52.08%, 

the result of HN [ 4.20% of ] 24.30%IR (the KBr method) — JIPIRIDO [3, 2-c:2\ and 3' - e] 
pyridazine (3), and 3 and 8 - a jib — it is shown in drawing 1 with ROMOJI pyrid [3, 2-c:2', and 3' 

- e] pyridazine. Draw ing 1 shows that the sharp peak of nu (C-Br) 1 100 - near 900cm" 1 has 
disappeared by polymer-ization in a monomer. 

[0040]Mw of this high molecular compound P-2 (PDpyPd) is calculated from GPC analysis of a 
DMF dissolution portion, and is 3.0x10 . 

The intrinsic viscosity eta was 0.10dLg~ 1 (inside of 30 ** and formic acid), 
example 2 (composition) 

The reaction scheme of the synthetic high polymer P-1 of the high molecular compound P-1 

(poly (benzo [c] cinnoline 3,8-diyl)) is shown below. 

[0041] 

[Formula 13] 

N0 2 NO a N0 2 N=N 

LiAlH4 





DMF, 39% ^ ^ Bf ^S Br "W-\^" Br 

5 6 7 

N=N N=N 
nBr-K\ /> — /h- Br + nNi(0>Lm 





[0042]!) Synthetic 1-14,4 -dibromo-2,2'-dinitrobiphenyl (6) of a monomer 

1,4-dibromo-2-nitrobenzene (5), and (12 g, 43mmol) in DMF (100cm 3 ) were made to return with 
copper bronze (8.2g) for 4 hours. The reaction mixture was filtered and the ammonia solution 
was added to the filtration thing. The sediment was filtered and silica gel column chromatography 
refined (eluent CHCI 3 / hexane =1/1). It evaporated to dryness under the vacuum and the 

powder of the object of thin yellow was obtained (3.32 g, 39% of yield). Ultimate analysis, IR (the 

KBr method), and 1 HNMR performed identification. 
1-2) 3,8-dibromobenzo [c] cinnoline (7) 

4,4-dibromo-2,2-dinitrobiphenyl (6), (1.2 g, 3.0mmol), dry ether (50cm 3 ), and benzene (50cm 3 ) 
were added to dry ether (70cm 3 ) and the mixture of LiAIH 4 . It agitated at the room temperature 

for 2 hours, warmed with the water bath for 15 minutes, and cooled after that. Water was added, 
superfluous LiAIH 4 was decomposed, the mixture was filtered, filtrate was evaporated, and 

separation refinement of the residue was carried out under chloroform using silica 
chromatography. The solvent was evaporated under the vacuum and the object of thin yellow 
was obtained (0.88 g, 88% of yield). It identified by ultimate analysis, IR (the KBr method), and 

1 HNMR. 
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2) High molecular compound P-1 : poly (benzo [c] cinnoline 3,8-diyl) f PBC (9) 

Add bis(1,5-cyclo OKITA diene)nickel (0) nickel(cod) 2 (0.72, 2.6mmol) into dry DMF (20cm 3 ) at a 

room temperature, and it is considered as a solution, A 2,2-bipyridyl (0.34 g, 2.2mmol) and 1 and 

5-cyclo-octadiene (1. 3cm 3 , 10.2mmol) were added to this. 3,8-dibromobenzo [c] cinnoline (7), 
and (0.35 g, LOmmol) were added to the system of reaction after 1-hour churning. The mixture 
was made to react at 60-70 ** for 48 hours. To the room temperature, the mixture was added to 

the ammonia solution (500cm 3 ) after cooling, and 1 evening churning was carried out. The filtered 
powder was washed with ** EDTA solution, warm water, diluted ammonia water, and methanol, 
vacuum drying was carried out at 100 ** for 15 hours, and PBC (0.18 g, about 100% of yield) of 
the object was obtained. The result of ultimate analysis is shown below. Since the thermal 
stability of this polymer is high, it is thought of that an actual measurement and a calculated 
value have a difference a little. 

Actual measurement : C74.78%, H4.63%, N 13.79%, Br0.0% calculated value:(C 12 H 6 N 2 and0.85H 2 O) 
n :C74.49%, The result of HN [ 4.01% of ] 14.48%IR (the KBr method) is shown in drawing 1 with 1,4- 
dibromo-2-nitrobenzene (5)4,4 '-dibromo-2,2'-dinitrobiphenyl (6) and 3,8-dibromobenzo [c] 

cinnoline (7). Drawing 1 shows that the sharp peak of nu (C-Br) 1 100 - near 900cm~ 1 has 
disappeared by polymer-ization in a monomer. 

[0043]Mw of this high molecular compound P-2 (PDpyPd) was calculated from GPC analysis of 

the DMF dissolution portion, and was 1.64x10 4 . 
Example 3 (measurement) 

The result of having investigated the solubility (25 **) over various solvents about the high 
molecular compound P-2 (PDpyPd) obtained in Examples 1 and 2 and P-1 (PBC) is shown in 
Table 1. PDpyPd from Table 1 DMF, dimethyl sulfoxide (DMSO), It turned out that it dissolves in 
part to a polar organic solvent like N-methyl-2-pyrrolidinone (NMP) and 1 ,3-dimethyl- 2- 
imidazolidine (DMI), and good solubility is shown to an acidic solvent like formic acid and sulfuric 
acid. On the other hand, probably because PBC had few N numbers, it was inferior in solubility 
also to any of an organic solvent and an acidic solvent compared with PDpyPd. THF in front is a 
t et r a hy d rof u ra n . 
[0044] 
[Table 1] 



mm 


PDpyPd 


PBC 


CF a COOH 


A 


AA 


HaS0 4 


O 


A 


HCOOH 


o 


A 


(CP^CHOH 


X 


X 


DMI 


AA 


AA 


NMP 


AA 




DMF 


AA 


AA 


DMSO 


AA 




THF 


X 


X 


CHC1 8 


X 


X 



* o a -m»m aa *>*mm x ^# 

[0045]Example 4 (measurement) 

The spectrum of a visible ultraviolet absorption spectrum (UV-vis) and photoluminescence (PL) 
was measured about the high molecular compound P-2 (PDpyPd) obtained in Examples 1 and 2, 
and P-1 (PBC). 

[0046]About PDpyPd, the visible ultraviolet absorption spectrum was measured in DMF and 
HCOOH, and this result was shown in drawing 3 and Table 2. PL was measured in DMF, was 
shown in drawing 5 about the excitation spectrum (Excitation shows among a figure), and the 
emission spectrum (Emission shows among a figure), and showed lambdamax in Table 2. 
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[0047]About PBC, the visible ultraviolet absorption spectrum was measured in DMSO and 
HCOOH, and this result was shown in drawing 4 and Table 2. PL was measured in DMSO, was 
shown in drawing 6 about the excitation spectrum and the emission spectrum, and showed 
lambdamax of luminescence in Table 2. 

[0048]The data of poly (1 ,10-phenanthroline 3,8-Jill) and PPhen and the data of poly 
(dihydrophenanthroline 2,7-diyl) and PH 2 Ph were written together to Table 2 for comparison. 

[0049] 
[Table 2] 



UV-vis gfcJfc 



PL 



X max(nm) 85iftffi(nm) X max(nm) UV 



PL 




435 (DMF) 
370 (HCOOH) 



495 



460 



500 



500 



2.5 



2.7 



2.5 



2.5 




350 (DMSO) 



415 



310,370 (HCOOH) 390 



447 



380,398 



3.0 



3.2 



2.8 



3.1~3.3 



PH 2 Ph 


hi 361 


(NMP) 










PPhen 


h n 382 


(HCOOH) 


410 


413 


3.0 


3.0 



[0050]If a visible ultraviolet absorption spectrum is considered, since an orthohydrogen exists in 
a biphenyl unit, it will be thought that steric exclusion exists and PBC and PH 2 Ph will be 

considered that formation of pi-conjugated system which spreads along with a polymer chain is 
checked. It is thought that such a phenomenon is similarly produced since PDpyPD in formic 
acid and PPhen are protonated. On the other hand, in DMSO and DMF, PDpyPd was considered 
that such steric exclusion does not exist, and the absorption peak has shifted to the long 
wavelength side in the fact and such an organic solvent. 

[0051]About PL, PDpyPd has lambdamax of luminescence in the long wavelength side compared 
with PBC. Although the calculated band gap was shown in Table 2 from the absorption end and 
PL (lambdamax) of the absorption spectrum, respectively, it turns out that the band gap of 
PDpyPd is [ / else ] small about 0.5 eV. 
[0052] Example 5 (measurement) 

The high molecular compound P-2 (PDpyPd) obtained in Examples 1 and 2 and P-1 (PBC) are 
cyclic. The voltammetry (valve flow coefficient) was measured. It carried out in the CH 3 CN 

solution (0.1mol/L) of [NEt 4 ] and [BF 4 ], and the cast film on a platinum plate was made into the 

test portion. A result is shown in drawi ng 7. The sweep rate of the inside a of a figure is 50mVs " 
1 

b) and c are 100 mVs~ 1 and, as for a, 2.3 — 2.1V (vs.Ag + /Ag), b, and c performed scanning in 0 - 
-2.5V (vs.Ag + /Ag). 

As shown in a, in connection with the electrical change, change of the color of brown [ brown / 
(darkbrown) / dark ] (brown) was seen. 

[0053] From drawing 7 c, a PBC film shows a reversible oxidation-reduction cycle, and a 

reduction peak (Epc) and an oxidation peak (Epa) are -2.02V and -1.82V (vs.AgVAg), 
respectively. 
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These peaks support n-doping of PBC, and n-undoping. 

On the other hand, a PDpyPd film is scanning of 0 — 2.5V (vs.Ag + /Ag), and it turns out that it 

has a peak corresponding to n-doping and n-undoping in 1.38V and 0.82V (vs.Ag + /Ag). These 
results show that it originates in PDpyPd having imine nitrogen in a repetition constitutional unit 
at a two-piece excess compared with PPhen (refer to Epc of the after-mentioned table 3), and 
PBC, and is easier to be returned. On the other hand, although the reduction peak (-0.1 V, -0.6V, 

-1.3Vvs.Ag + /Ag) of a three-stage is seen in valve flow coefficient measured in -2.1 - +2.3V 
about PDpyPd, -Coupling of the peak of 0.1V and -0.6V is carried out to the oxidation peak of 
1.9V, and it turned out that it is what belongs to p-undoping peak of the p-dope PDpyPd of the 
1 .9V neighborhood. 

[0054]valve flow coefficient data of DpyPd which are PDpyPd, PBC, PPhen and BC that is the 
monomers used as the raw material of PBC, and a monomer used as the raw material of PDpyPd 

also including the above data is gathered in Table 3. E 1 0 is reduction potential. 
[0055] 



[Table 3] 




(0 -» -2.5 


-» OV) 






lte,V vs. Ag*/Ag (CH 3 CN) 




Epc 


Epa 


E,° 


N*N 
PDpyPd 


-1.38 


-0.82 


-1.10 


PBC 


-2.02 


-1.82 


-1.92 


PPhen 


-2.24 


-1.98 


-2.11 


N.N 

BC 


-1.96 


-1.86 


-1.91 


N:N 

DpyPd 


-1.64 
-2.34 


-1.60 
-2.15 


-1.62 
•2,25 



[0056]Example 6 (composition) 

The reaction scheme of the synthetic high polymer P-3 of the high molecular compound P-3 

(poly O^-b^'.S'-JIPIRIDO [d] franc 3,7-diyO) is shown below. 

[0057] 

[Formula 14] 
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[0058]!) The synthetic 1-13,3'-diamino-5,5'-dibromo-2,2 -bipyridine (2) of a monomer 

A 5,5-dibromo-3,3 -dinitro 2,2 -bipyridine (1) and (4.60 g-1 1.4mmol) were added to the dark HCi 

(40cm 3 ) solution of SnCI 2 and 2H 2 0 (24.5 g, 106mmol), and were agitated at 60 ** for 2 hours. It 

cooled to the room temperature, and alkalized with the NaOH aqueous solution 20%, and 
chloroform extracted. The extract was rinsed and it dried by MgS0 4 . Silica gel column 

chromatography (eluent chloroform) refined residue after solvent distilling off. The powder of the 
yellow object was obtained after solvent distilling off (3.88 g, 99% of yield). Ultimate analysis, IR 

(the KBr method), and 1 HNMR performed identification. 
1-2) 3,7 - a jib — a ROMOJI pyrid [3,2-b:2',3'-d] franc (3) 

Dissolve a 3,3'-diamino-5,5'-dibromo-2,2'-bipyridine (2), and (0.52 g, 1.5mmol) in formic acid 
(2cm 3 ) 80%, and to this at 0-5 **. The NaN0 2 (0.15 g-12.2mmol) solution of concentrated 

sulfuric acid (1. 5cm 3 ) was dropped. This mixture is agitated at 50-60 ** until a gas evolution is 
lost. 

Then, it agitated for 10 minutes at 90 more **. 

It alkalized with the NaOH aqueous solution 20%, chloroform extracted, and it dried by anhydrous 
MgS0 4 . Silica gel column chromatography (eluent chloroform) refined residue after solvent 

distilling off. Distilling off of the solvent obtained the powder of the yellow object (0.12 g, 25% of 

yield). Ultimate analysis, IR (the KBr method), and 1 HNMR performed identification. 

2) The high molecular compound P-3 (poly (3,2-b:2\3'-JIPIRIDO [d] franc 3,7-diyl)), PDpyFu (4) 

Add bis(1,5-cyclo OKITA diene)nickel (0) nickel(cod) 2 (0.25-0.91 mmol) into dry DMF (20cm 3 ) at 
a room temperature, and it is considered as a solution, A 2,2'-bipyridyl (0.12 g-Q.77mmol) and 1 

and 5-cyclo-octadiene (0. 43cm 3 , 350mmol) were added to this. After 10-minute churning and 
3,7 - a jib — a ROMOJI pyrid [3,2-b:2\3 -d] franc (3) and (0.1 14 g-0.35mmol) were added to the 
system of reaction. The mixture was made to react at 60-70 ** for 48 hours. To the room 

temperature, the mixture was added to the ammonia solution (500cm ) after cooling, and 1 

evening churning was carried out. The filtered powder was washed with ** EDTA (EDTA, 2K + , 
and2H 2 0) solution, warm water, diluted ammonia water, and methanol, vacuum drying was carried 

out at 100 ** for 15 hours, and PDpyFu (0.44 g, 75% of yield) of the object was obtained. The 
result of ultimate analysis is shown below. It is generally known that a 2,2-bipyridine is a 
hydrate. 

Actual measurement : C64.11%, H3.49%, N15.14%, 014.20% calculated value: 

(C 10 H 4 N 2 Oand0.95H 2 O) n :C64.25%, the result of HO [ N / 3.1 8% of / 14.99% of] 16.69%IR (the KBr 
method) — 3,7 - a jib — it is shown in drawing 8 with a ROMOJI pyrid [3,2-b:2',3'-d] franc. 

D rawin g 8 shows that the sharp peak of nu (C-Br) near 1074cnrf 1 has disappeared by polymer- 
ization in a monomer. 
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[0059]Mw of this high molecular compound P-3 (PDpyFu) was calculated from GPC analysis of 

the DMF dissolution portion, and was 2.9x1 0 3 . 
[0060] Example 7 (measurement) 

About the high molecular compound P-3 (PDpyFu) obtained in Example 6, the solubility (25 **) 

over various solvents was investigated. This result is shown in Table 4. 

[0061] 

[Table 4] 

jBjj PDpyFu 
CF a COOH A 

H^0 4 O 

HCOOH O 

DME X 

NMP A 

DMF A 

DMSO A 

T-fehV X 

OHCI3 x 

MeOH x 

* — o~~i» a -mmm x 

[0062]To a polar organic solvent like DMF, DMSO, and NMP, it dissolved in part, and PDpyFu 
was understood that it is meltable to an acidic solvent like formic acid and sulfuric acid. 
[0063]Example 8 (measurement) 

About the high molecular compound P-3 (PDpyFu) obtained in Example 6, the spectrum of a 
visible ultraviolet absorption spectrum (UV-vis) and photoluminescence (PL) was measured. 
[0064]About PDpyFu, the visible ultraviolet absorption spectrum was measured in DMF and 
HCOOH, and this result was shown in drawing 9 and Table 5. PL was measured in DMF, was 
shown in drawin g 10 about the excitation spectrum (Excitation shows among a figure), and the 
emission spectrum (Emission shows among a figure), and showed lambdamax in Table 5. In Table 
5, the result of the visible ultraviolet absorption spectrum of DpyFu which is a monomer raw 
material of PDpyFu, and poly (pyridine- 2,5-diyl) Ppy and poly (2,2-bipyridine 5,5'-diyl) PBpy is 
written together for comparison. 
[0065] 



[Jable 5] 




PDpyFu 


DpyFu 


Ppy t PBpy 


DMF 


350 


310 




DMSO 


850 






NMP 


355 






HCOOH 


410 


330 


370 


H&0 4 


385 






7<M*A 


395 







[0066]As for lambdamax of the visible ultraviolet absorption spectrum of PDpyFu, formic acid 
has become the long wavelength side from the inside of DMF. lambdamax in formic acid is in the 
long wavelength side rather than Ppy or PBpy. This is considered because pi-conjugated system 
spread with the condensation furan ring. 

[0067]In the PDpyFu, lambdamax shifts to the 40-80-nm long wavelength side by formation of 
pi-conjugated system from the monomer DpyFu which serves as a raw material of PDpyFu in 
DMF, and it becomes the long wavelength side rather than the inside of an organic solvent in film 
state. 

[0068]About PL, PL peak in DMF is 400 nm, and the blue light of the high quantum yield 
(absorbance 0.01) which results in 0.85 is obtained. PDpyFu in concentrated sulfuric acid shows 
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the remarkable quantum yield (absorbance 0.05) of 0.42. 
[0069] Example 9 (measurement) 

The high molecular compound P-3 (PDdyFu) obtained in Example 6 is cyclic. The voltammetry 
(valve flow coefficient) was measured. It carried out in the CH^CN solution (0.10mol/L) of [NEt 4 ] 

and [BF 4 ], and the cast film on a platinum plate was made into the test portion. A sweep rate is 
100 mVs" 1 . A result is shown in drawing 1 1 . 

[0070]As shown in drawing 1 1 a, it has an oxidation-reduction cycle which a PDpyFu film has a 

reduction peak in -1.5V and -2.2V, and has an oxidation peak in -2.0V and -1.8V (vs.AgVAg). It 
was considered as scanning of 0.0 — 2.4V. The reduction peak supports n-doping (doping levels 
0.4V and 0.2V) of PDpyFu, and n-undoping. Although the doping level of the 1st cycle is 0.6V, it 
is smaller 0.2-0.3v than the 2nd cycle. As shown in drawing 1 1 a, in the oxidation field of 0.0 - 
+2.0V, an oxidation peak exists in 1.3V and 1.6V, but it has disappeared in the 2nd cycle. In 

drawing 1 1 c, although +2.0 — 2.4V (vs.AgVAg) are scanned, the 2nd n-doping peak and its 
undoping peak in -2.2V are small. On the other hand, 1st n-doping peak of -1.5V is divided into - 
1.9V and -1.6V, and it is thought that this is related to the large oxidation peak of +0.5 and 
+1 .4V. 

[0071]example 10 (composition) 

The reaction scheme of the synthetic high polymer P-4 of the high molecular compound P-4 
(poly (2,1-d:1\2'-dibenzo [f] diazepine 6-****- 3,9-diyl)) is shown below. The thing of the high 
molecular compound P-5 of the following Example 1 1 is also shown collectively. 
[0072] 

[Formula 15] 
NO* 



-Q- 

1 a,b 



Cu 



Br 




S11CI2 



conc-HCl, 60X: 




H 2 N NH 2 DMF, ref ulx 



3 a,b 




n Br 




4 a, b 



+ n Ni (0) Ln 



DMF, 60^ 




5 a, b 



a : X = CH 
b : X - N 



[0073] 1) The synthetic 1-14,4-dibromo- 2 of a monomer, 2 -dinitrophenyl (2a) 
It compounded like 1-1 of Example 2. 
1-2) 2,2-diamino-dibromobiphenyl (3a) 

4,4 -dibromo-2,2 -dinitrobiphenyl (2a) (2.8 g, 7.0mmol) was added to the dark HCI (30cm 3 ) 
solution of SnCI 2 and 2H 2 0 (15 g, 6.5mmol). This mixture was agitated at 60 ** for 2 hours. After 

cooling to a room temperature, it alkalized with the NaOH aqueous solution 20%, and chloroform 
extracted the mixture. The extract was rinsed and it dried by MgS0 4 (melting agent chloroform). 

Silica gel column chromatography refined residue after solvent distilling off. The powder of the 
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yellow object which is bluish by solvent distilling off obtained (2.1 g, 87% of yield). Ultimate 

analysis, IR (the KBr method), and 1 HNMR performed identification. 
1-3) 3,7-dibromo dibenzo [ 2,1-d:r,2'-] [f] diazepine 6-one (4a) 

2,2'-diamino-4,4 -dibromobiphenyl (3a) (0.51 g, 1.5mmol) and urea (0.30 g, S.Ommol) were added 

to DMF (15cm 3 ), and it flowed back for 12 hours. This mixture was cooled and it diluted with 

water (10cm 3 ). When the sediment was filtered and rinsed and it dried under the vacuum, the 
powder of the white object was obtained (0.52 g, 95% of yield). Ultimate analysis, IR (the KBr 

method), and 1 HNMR performed identification. 

2) High molecular compound P-4 : poly (2,1-d:r,2'-dibenzo [f] diazepine 6-****- 3,9-diyl), 
PDBDAz (5a) 

Add bis(1,5-cyclo OKITA diene)nickel (0) nickel(cod) 2 (0.93 g, 3.4mmol) into dry DMF (40cm 3 ) at 
a room temperature, and it is considered as a solution, A 2,2'-bipyridyl (0.47 g, 3.0mmol) and 1 

and 5-cyclo-octadiene (1. 7cm , 14mmol) were added to this. 3,9-dibromo dibenzo diazepine 6- 
one (4a) (0.50 g, 1.4mmol) was added to the system of reaction after churning for 10 minutes. 
The mixture was made to react at 60-70 ** for 48 hours. To the room temperature, the mixture 

was added to the ammonia solution (500cm 3 ) after cooling, and 1 evening churning was carried 

out. The filtered powder was washed with ** EDTA (EDT, 2K + , and2H 2 0) solution, warm water, 

diluted ammonia water, and methanol, vacuum drying was carried out at 100 ** for 15 hours, and 
PDBDAz (0.26 g, 91% of yield) of the object was obtained. The result of ultimate analysis is 
shown below. 

Actual measurement : C72.58%, H4.97%, N 12.73%, 09.16% calculated value:(C 13 H 8 N 2 Oand0.41H 2 O) 
n :C72.42%, The result of HO [ N / 4.12% of / 12.99% of] 10.46%IR (the KBr method) is shown in 

drawing 12 with 3,9-dibromo dibenzo diazepine 6-one. Drawing 12 shows that the sharp peak of 

nu (C-Br) 1100 - near 900cm~ 1 has disappeared by polymer-ization in a monomer. 
[0074]The 2 type curve of 4:6 was obtained from GPC analysis of the DMF dissolution portion 
with the peak area, and Mw of this high molecular compound P-4 (PDBDAz) was calculated with 

4.1 4x1 0 3 and 2.66x1 0 3 corresponding to this. 
[0075]Example 1 1 (composition) 

High molecular compound P-5: A poly (3,2-d:2',3'-JIPIRIDO [f] diazepine 6-****- 3,9-diyl) 
synthetic reaction scheme is as above-mentioned. 

1) The synthetic 1-13,3'-diamino-5,5'-dibromo-2,2'-bipyridine of a monomer (3b) 
It compounded like 1-1 of Example 6. 

1-2) 3,9 - a jib — ROMOJI pyrid [ 3,2-d:2',3 '-] [f] diazepine 6-one (4b) 

A 5,5-dibromo-3,3'-diamino-2,2'-bipyridine (3b) (0.18 g-0.52mmol) and urea (0.22 g, 3.7mmol) 

were added to DMF (5cm 3 ), and it flowed back for 12 hours. This mixture was cooled and it 

diluted with water (10cm 3 ). When the sediment was filtered and rinsed and it dried under the 
vacuum, the powder of the object of ****** was obtained (0.19 g, 100% of yield). Ultimate 

analysis, IR (the KBr method), and 1 HNMR performed identification. 

2) The high molecular compound P-2 (poly (3,2-d:2',3 -JIPIRIDO [f] diazepine 3,9-diyl)), 
PDpyDAz (5b) 

Add bis(1,5-cyclo OKITA diene)nickel (0) nickel(cod) 2 (0.28, LOmmol) into dry DMF (15cm 3 ) at a 
room temperature, and it is considered as a solution, A 2,2 T -bipyridyl (0.14 g, 0.9mmol) and 1 and 

5-cyclo-octadiene (0. 51cm 3 , 4.1mmol) were added to this. After churning during 10 minutes, and 
3,9 - a jib — ROMOJI pyrid [ 3,2-d:2',3'-] M diazepine 6-one (4b) (0.15 g-0.41mmol) was added 
to the system of reaction. The mixture was made to react at 60-70 ** for 48 hours. To the room 

temperature, the mixture was added to the ammonia solution (500cm 3 ) after cooling, and 1 

evening churning was carried out. The filtered powder was washed with ** EDTA (EDTA, 2K + , 
and2H 2 0) solution, warm water, diluted ammonia water, and methanol, vacuum drying was carried 



http://www4.ipdl. inpit.go.jp/cgi-bin/tran_web_cgi_eije?atw_u=http%3A 0 /o2F%2Fwww4.i... 2010/01/05 



JP.2002-284862.A [DETAILED DESCRIPTION] 



15/19 ^— V 



out at 1 00 ** for 1 5 hours, and PDPyDAz (0.025 g, 30% of yield) of the object was obtained. The 
result of ultimate analysis is shown below. It is generally known that a 2,2'-bipyridine is a 
hydrate. 

Actual measurement : 056.42%, H3.95%, N23.56%, 017.05% calculated value:(C 11 H 6 N 4 0and1.4H 2 0) 
:C56.1 2%, the result of HO [ N / 3.77% of / 23.80% of ] 1 6.31 %IR (the KBr method) — 3,9 - a jib - 

n 

- it is shown in drawing 1 3 with ROMOJI pyrid [ 3 f 2-d:2\3'-] [f] diazepine 6-one. Drawin g 1 3 

shows that the sharp peak of nu (C-Br) 1 1 00 - near 900cm has disappeared by polymer- 
ization in a monomer. 

[0076]Mw of this high molecular compound P-5 (PDpyDAz) was calculated from GPC analysis of 

the DMF dissolution portion, and was 2.9x10 . 
[0077]Example 12 (measurement) 

The solubility (25 **) over various solvents was investigated about the high molecular compound 
P-4 (PDBDAz) obtained in Examples 10 and 1 1, and P-5 (PDpyDAz). This result is shown in 



Table 6. 
[0078] 
[Table 6] 


mm 


PDBADz PDpvADz 


CF3C00H 


A 


0 




A 


0 


HCOOH 


A 


0 


DMI 


A 


0 


NMP 


A 


0 


DMF 


A 


0 


DMSO 




0 


TW 


X 


X 


CHCLj 


X 


X 


Me OH 


X 


X 


* O W» 


a -tmm 


X ^ 



[0079]It is a grade dissolved in part also to any of a polar organic solvent (DMF, DMSO, NMP, 
DMI) and an acidic solvent (formic acid, sulfuric acid) so that clearly from Table 6, but PDpyDAz 
originates in two imine nitrogen and shows good solubility also to any of a polar organic solvent 
and an acidic solvent. 
[0080]Example 13 (measurement) 

The spectrum of a visible ultraviolet absorption spectrum (UV-vis) and photoluminescence (PL) 
was measured about the high molecular compound P-4 (PDBDAz) obtained in Examples 10 and 
1 1 , and P-5 (PDpyDAz). 

[0081] About PDBDAz, the visible ultraviolet absorption spectrum was measured in DMF and 
HCOOH, and this result was shown in drawing 1 4 and Table 7. PL was measured in DMF and 
shown in drawin g 1 7 about the excitation spectrum (Excitation shows among a figure), and the 
emission spectrum (Emission shows among a figure). 

[0082]About PDpyDAz, the visible ultraviolet absorption spectrum was measured by the inside of 
DMSO and HCOOH, or the shape of film (Film), and this result was shown in drawing 1 5 and 
Table 7. PL was measured in DMF and shown in drawing 18 about the excitation spectrum and 
the emission spectrum. 

[0083]lambdamax of the visible ultraviolet absorption spectrum of DBrDpyAz of the monomer 
used as the raw material of DBrDBDAz of the monomer used as the raw material of PDBDAz 
and PDpyDAz was written together to Table 7 for comparison. 
[0084] 
[Table 7] 
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(^max(nm)) 



m& PDBDAz PDpyDAz DBrDBPAz DBrDpyDAz 
DMF 345 365 310 330 

DMSO - 365 - - 

NMP 355 - - 

HCOOH 320 430 305 390 

*7jAsM 420 400 - - 



[0085]A visible ultraviolet absorption spectrum is described. In the direction in HCOOH, by 
PDpyDAz, lambdamax is on the long wavelength side to lambdamax being on the short 
wavelength side from the inside of DMF in PDBDAz in the direction in HCOOH. Such a tendency 
is the same also in each monomer. Since two imine nitrogen and urea units exist in a single 
system, by PDpyDAz, this in HCOOH, As shown in drawing 1 6, in addition to the hydrogen bond 
same A type [ the ] as the inside of an organic solvent, the new intermolecular hydrogen bridge 
by hydrogenation of imine nitrogen generates, the smoothness of a polymer chain increases, and 
it thinks because pi-conjugated system is expanded. Therefore, it is larger than long- 
wavelength-izing by the difference in the corresponding solvent of a monomer. Like poly 
(pyridine- 2,5-diyl) or poly (2,2 -bipyridine 5,5'-diyl), long wavelength-ization in HCCO is not seen 
with a high molecular compound without a urea unit. But [ so ] compared with an organic solvent, 
long-wavelength-izing does not have measurement with a film, either. 

[0086]About PL, PL peak of 455 nm and PDpyDAz of PL peak of PDBDAz was 480 nm, and 
PDBDAz was [ 0.51 and PDpyDAz of the quantum yield ] 0.34. 
[0087] Example 1 4 (measurement) 

The high molecular compound P-4 (PDBDAz) obtained in Examples 1 and 2 and P-5 (PDpyDAz) 
are cyclic. The voltammetry (valve flow coefficient) was measured. It carried out in the CH 3 CN 

solution (0.1mol/L) of [NEt 4 ] and [BF 4 ], and the cast film on a platinum plate was made into the 

-i 

test portion. A sweep rate is 100 mVs . A result is respectively shown in drawing 19 and 20. 

[0088] First, when a PDBDAz film is made to scan in 0.0 — 2.0V (vs.Ag + /Ag) as shown in drawing 
19 a, The reversible oxidation-reduction cycle which has a reduction peak in -1.4V and has an 
oxidation peak in -1.1V is shown, and each peak corresponds to n-doping of PDBDAz, and n- 
undoping respectively. Although the doping level of the 1st cycle is 1.0V, in the 2nd cycle, it 
decreases to 0.5-0.6V. 

[0089]As shown in drawing 19 b, in the oxidation side of 0V - +1.5V, an oxidation peak exists in 
0.4V and 1 .2V, and, probably it is thought respectively that it is based on amine nitrogen and a 
PPP (poly para-phenylene) skeleton. Most of these peaks disappears from the 2nd cycle. 
[0090]If it scans in +1 .5 — 2.0V as shown in drawing 1 9 c, the reversible oxidation reduction 
peak corresponding to n-doping and n-undoping will be seen with the doping level of 0.5-0.6V of 
drawing 19 a and homotopic. However, the oxidation peak of 1.2V is still irreversible. 

[0091]When a PDpyDAz film is made to scan in 0.0 — 1.7V (vs.AgVAg) as shown in drawing 20 
a, The reversible oxidation-reduction cycle which has a reduction peak in -1.4V and has an 
oxidation peak in -1.1V is shown, and each peak corresponds to n-doping of PDpyDAz, and n- 
undoping respectively. Although the doping level of the 1st cycle is 0.4V, in the 2nd cycle, it 
decreases to 0.2-0.3V. 

[0092]As shown in drawing 20 b, in the oxidation side of 0V - +1.0V, an oxidation peak exists in 
0.4V and 1.2V, and, probably it is thought respectively that it is based on amine nitrogen and a 
poly pyridine skeleton. Most of these peaks disappears from the 2nd cycle. 
[0093]As shown in drawing 20 c, when it scanned in +1.0 — 1.7V, the oxidation peak according 
to an amino group to 0.4V and 0.1V and its doping peak of drawing 20 b and homotopic were 
seen. Respectively, the peak corresponding to n-doping and n-undoping has shifted for Masakata 
so that the peak of -1.1V and +0.1 V may be given. 
[0094] Example 15 (oxidation reduction characteristic) 

The oxidation reduction characteristics of the following high molecular compounds also including 
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the high molecular compound (polymer) compounded in Examples 1, 2, 6, 10, and 11 were 

compared. 

[0095] 

[Formula 16] 



NO z N0 2 




N=N 



N=N 



PBpydiNto 





PDpyPD 




N N- 

PDpyFu 





PDpyDAz 





PBpy 



PPhen 



[0096]E 1 0 (reduction potential) of the monomer used as the above-mentioned polymer and its 

raw material, Epc, and Epa(s) also including a thing as stated above are shown in Table 8. 
Polymer is film state as above-mentioned, and it asks for a monomer from cyclic voltammetry 
(valve flow coefficient) as a solution. 
[0097] 



[Table 8] 




Epc 


Epa 






Epc 


Epa 




PDpyPd 


-1.38 


-0.82 


-1.10 


DpyPd 


-1.64 


-0.60 


-1.62 


PDpyFu 


-1.50 


-1.00 


-1.25 










PDBDAz 


-1.40 


-1.10 


-1.25 










PDpyDAz 


-1.40 


-1.10 


-1.25 










PBpy-diN0 2 


1.50 


-1.30 


-1.40 










PBC 


•2.02 


-1.82 


-1.92 


BC 


-1.96 


-1.86 


-1,91 


PPhen 


2.24 


-1.98 


-2.11 


Phen 






-2.12* 


PBpy 


-2.36 


-2.00 


-2.18 


Bpy 






-2.19» 



(-1.94)* 



a V vs. Ag/AgCl (KCl^fP^aO 
*V vs.SCE (DMF) 

[0098]The average value of the potential of a reduction peak (n-doping) and an oxidation peak 
(n-undoping) is considered to be Ej°. 

[0099]EA (electron affinity) of the repetition constitutional unit (monomeric unit) which is a 

calculated value of the energy level of LUMO (lowest unoccupied molecular orbital) by MOPAC 

(parameter AM1) is shown in Table 9. MOPAC calculation was performed using the CAChe 

system. 

[0100] 

[Table 9] 
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EA/eV 


Bpy 


0.37 


DBDAz 


0.41 


Phea 


0.84 


DpyDAz 


0.88 


DpyFu 


0.93 


BC 


0.03 


DpyPd 


1.27 


Bpy«diN0 2 


1.52 



[0101]The relation of E 1 u of polymer to EA of a monomeric unit is shown in drawing 21 about 
three sorts of similar polymer. Drawing 21 shows that there is a straight-line relation to E 1 0 and 
EA (E l °=rho l andEA+a 1i ^=2.37, a 1 =-4.11V), 

[0102]The relation of E 1 0 of polymer to E^ 0 of a monomeric unit is shown in drawing 22 about 

the same polymer as drawin g 21. From drawing 22 , it turns out that straight-line relations are 

shown, and the relation of E^Cpolymer) =rho 2 -E 1 °(monomer) +a 2 , rho 2 =2.07, and a 2 =2.19V is 

shown. This result shows depending for reduction ability on the electronic competence of a 
monomeric unit. However, by other polymer, probably in order to be based on the difference on 
structure, linearity was not shown. 

[0103]Next, IP (ionization potential) of the polymer shown in Table 10 and a monomeric unit was 
calculated from measurement of UPS (UV spectroscopy). This value is shown in Table 10. 
[0104] 
[Table 10] 







IP/eV 




PBpy 


5.90 


5.55 


Bpy 


PDpyFu 


5.81 


5.49 


DpyFu 


PDpyPd 


5.61 


5.38 


DpyPd 


PBC 


5.40 


5.35 


BC 


PBpy-diNOj 


5.61 




Bpy-diNO, 



[01 05] Although the relation of IP (IP M ) to the monomeric unit of polymer IP (IP p ) was shown in 
drawing 23 , it turns out that straight-line relations are shown (IP p =rho 3 andIP M +a 3 , rho 3 =2.299, 
a 3 =-6.77V). 

[0106]IP of polymer of Table 10 corresponds to HOMO (highest occupied molecular orbital). On 
the other hand, the absorption end of a visible ultraviolet absorption spectrum and lambdamax of 
photoluminescence support the band gap. The band structure of polymer is acquired from the 
band gap calculated from the absorption end of HOMO energy level and a visible ultraviolet 
absorption spectrum. The band gap calculated from EA of polymer, IP, and the absorption end is 
shown in Table 1 1 . Band structure is shown in drawing 24. 
[0107] 
[Table 11] 
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rtypatmrf -7eV(nm) 


EPVeV 


EAVeV 


PBC 


2.99(415) 


5.40 


2.41 


PDpyPd 


2.51(495) 


5,61 


3.10 


PBpy-diN0 2 


2.53(490) 


5.61 


3.08 


PDpyFu 


3.10(400) 


5.81 


2.71 


PDBDAz 


3.22(386) 






PDpyDAz 


2.64(470) 







b 



[0108] 

[Effect of the Invention]According to this invention, pi conjugate polymer compound with new 
electronic receptiveness is obtained. These can expect the use as polymers functional materials, 
such as an organic electroluminescence device and an organic FET device. It can be used as 
electrochromic materials or an active material for cells. 
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http://www4.ipdl.inpit.go jp/cgi-bin/tran^web_cgi_ejue?atw_u=http%3A%2F%2Fwww4.i... 201 0/01/05 



JP,2002-284862,A [DRAWINGS] 



1 /4 s<—*J 



* NOTICES * 

JPO and INPIT are not responsible for any 
damages caused by the use of this translation. 

"I.This document has been translated by computer. So the translation may not reflect the original 
precisely. 

2.**** shows the word which can not be translated. 
3.1n the drawings, any words are not translated. 



DRAWINGS 

[Drawing 1] 
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[Drawing 10] 
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[Drawing 3] 
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(2. 7g, l|J*92%) 0 IHJfefi, Tcl&frfclf, I R 
(KBrg) „ 'HNMR^J: «9fTofc a 

2) Wti^fcSm P - 2 :4fy (^t u y K[3,2-c:2',3' 
-e] t u y ^>?>-3, 8-5^/10 N PDpyPd 

(8) 

tT^ (1, 5— p^ ^^^r/U- (0) „ 

Ni (cod) 2 (0. 86, 3. lmmol) ^il£T«DMF 
(20cm 3 ) 4UCflPx.T$Hl££ U -fti^ 2, 2' - tT 
t u y (0. 41g,2. 6mmol) t 1 , 5— S^n^^S* 

rc>- (1.45cm\ ll.Smmol) %MZ-tL 0 1 BSWfflM*, 
3, S-^P-t^ey K[3 I 2-c:2 , ,3 , -e]tryy^ 



(4) (0. 41g, 1. 21mmol) &&S&'&\zMA_ti 0 ^t^M^ 
m ^6O~7O C CT'480#^^ £ -lirfCo ^§.3= -cj***, ft 

^^ry^^r^ (soocm 3 ) tc^p*., is&3f^Lfc 0 

W*WPD P y P d (0. I54g, 11X4^70%) £r#fd D 7C^7> 

«fo«S*4r^Tt-*i" 0 2, 2' -trtry^^s 

^cfP*K)T*&5 c £ fit— Jttttfcfel fjtbTV^ u 
HitUB : C52. 23%, H4. 19%, N24. 37% 
WcWW. : (C«,H<N< • 2. fflLO) . : C52. 08%, H4. 20%, N24. 30% 
IR (KBr&O »gf«r, ^t u y K[3,2-c:2' ,3'-e] 
fc o y^>?> (3) *oJ;£F3, 8-^P^^!JK[3,2 
-c:2' , 3' -e] fcT y t t h 1 tC^rf p 1 1 fr>P> 

^r/-^—\C^j\j^XnO0^9O0cm l H7E<Dv (C-Br) 

[0 040] ©flteJ^HfcrfMfc P - 2 (PDpyPd) 
OMwIt UMFi»^)G P CM/J^jtJ6t, 3. 
0X10 a T^U, @#Ni& ij f*0. 10dLg" 1 (30°C N =¥1 



Br 



N0 2 

5 



Cu 
DMF, 39% 



N=N 



N0 2 N0 2 




M^it^m p - 1 (^/[c]^yy>- 

3, 8-v^/u) ) 

[004 1] 
Ifk 1 3 ] 

HAIH4 
ether, 68% 



n Br 




6 



Br + n Ni<0)L» 



DMF, 60 £ 




[0 0 4 2] 1) 

1-1) 4, 4' — v^P^t— 2, 2' 
^^/U (6) 

DMF (100cm 3 ) ^^1, 4-^7D-t-2-^!>n^ 
>-tfV (5) (l2g,43mmol) ^pyX (8. 2g) £ t 

^-^=1/1) o jd^T"e«WfS:H *Hfia>S$j* 

W«5fe«:»fc (3. 32g, l|3^39%) 0 IP]©*, 7G*#tlr\ 
IR (KBrft) „ 'HNMRCi »5fTo;fc B 
1-2) 3, 8-^o-t^[c]W!ly (7) 
4, 4-v ; 7'p ; e-2 l 2' -^hPtf7i-;U 

(6) (1. 2g, 3. Ommol) s K^-frc— fyu (50cm 3 ) & 
Jzt^-O^lrV (50cm 3 ) K7^i- (70cm 3 ) t 

L i A 1 H4©»^*ld»^.fc, 3M^2Wffl«#U 1 



IS^-ti:, JWtfe<Z)B»*Sr»fc (0. 88g, iJX^88%) c 7c 
^7>W> IR (KBriB , 'HNMR«lf; 0 

2) *4^Nk-fr*p-i : ^°y (^^ytci^v/ y V 

-3, 8-^-T/l^) , PBC (9) 

(1, 5 — D^"^^ i^zcv) ny^/l^ (0) , 
N i (cod). (0. 72, 2. 6mmol) ^iWiDMF 
(20cm a ) ^IdDitW^U 2, 2' - tr 

t° y i/)V (0. 34g, 2. 2mmol) t 1 , 5 - P ^"^ ^ 5^ 

(1.3cm 3 , 10.2mmol) ^P^_fc u 1 B^jf f^^, 
3, S-^P-t^/fcjWlly (7) (0.35g, 
1. Ommol) frfrfoWticMTCtZv ^<7>W&*fo%:m~~7<fCX4 l 
SBWBRJS^-frfc, M*T?ft»«, «ifi*S:r^=. 
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Tfc (5oocm H ) {cm*., lmmwi^tio mmi,tzBm& 

loo^c-eisfltFBm^^L. i^pbc 

HSOfllC : C74. 78%. H4. 63%. N13. 79% x BrO. 0% 
fi-flLffi : (Ci2Hr,N 2 • 0. 85H 2 0)„:C74. 49% ( H4. 01%, N14. 48% 
IR (KBr&) <D#^!:&\ 1, 4 — -^e- 2 -~ 
ho^yfy (5) % 4, 4' 2' - 

•^bpf7x^I/ (6) ^Jj:tK3, S—i>Z/a^<^ 

y'[c]yyy yy (7) 1 1 ttaiic^t,, mifrb 

z^y tc*S^^-C1100'^900cnr , WifiOv (C — B r) 
© tf— * y — fbfr^l J: «3 W* LTV >3 ~ 

[0 0 4 3] r £>3W^H ti^#3 P — 2 (PDpyPd) 
OMwfJ, DMF«M<Z)G P CM^^j^^T, 1. 



[0 0 4 5] lttff|4 («!|3© 
Htkffill^ 2Ti#fjtbfci^^^t:-n^)P-2 (PDpy 
Pd) „ P-l (PBC) tCO^T, ^SRflJftJR:*'* 
^ h/l^ (UV-vis) , ^h/U^^yirV^ (PL) CO 

[0 04 6] PDpyPdiuO^m DMF N HCO 

i3^J:^2i^tfec PL**, DMF'f't'ItU 
m&X^f hfr (m*P, Excitation^i") tZ&Jt*^ 
9 h/U (Mtp, Emission T'^-f) i£Q\,*X \M 5 M^U 
2 tC X max 3r7j^ L/c 0 



64X10^foofc c 
mfeM3 (80150 

9@K0!fl. 2T'#e)^m^P~2 (PDpy 

Pd) , p-i (pbc) icovvr, «*<D*«te#i- 

(2 5°C) fcH-sfctt*** 1 K*i- B «u 

PDpyPdlt DMF, S^^Vl^/l^^K 

(dmso) , (nm 
p) , 1, 3-^f^-2-^^/y^y (dm 

I) <Dj:'3^tt#l«»K^Lrii~^*«?U ¥ 
tri^ofc, r^Ml, pbcii Nf/j5/>^ 

l^a6*\ PDpyPdC^T, mU&K. Stt^K 
[0 0 4 4] 

mi] 





PDpyPd 


PBC 


CF a COOH 


A 


AA 


HaSO^ 


O 


A 


HCOOH 


O 


A 


(CF^CHOH 


X 


X 


DMI 


AA 




NMP 


AA 


A 


DMF 


AA 


AA 


DMSO 


AA 


A 


THF 


X 


X 


CHClg 


X 


X 


* 0 # 


a — ffi&m 





aa *>*>mm x 

[0 0 4 7] PBClCOV^l DMSO, HCOOH 

[0 0 4 8] &*o\ ^ u y (1, 10-7x 

8->7U) , PPhenWf^ 

*"y (v 5 tKP7xfyhDyy-2 1 

[0 0 4 9] 
[^2] 



(9) 
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UV-vis 



PL 



^VhV*yr/eV(H-JM» 



X max(nm) ®iRje(nm) A max(nm) UV 



PL 



N:N 




PDpyPd 



435 



370 



(DMF) 
(HCOOH) 



495 
460 



500 
500 



2.5 
2.7 



2.5 

2.5 




350 (DMSO) 
n 310,370 (HCOOH) 



415 

390 



447 
380,398 



3.0 
3.2 



2.8 
3.1—3.3 




361 (NMP) 



PH 2 Ph 




PPhen 



(HCOOH) 



410 



413 



3.0 



3.0 



[0 0 5 0] ^^WWSl*^ hMco\ ##s*f S 
PBC, PHiPhtoV^rii, t^zc^/^fiLl 3 

(DP Dp y PD, PPh e njftS^B h 
^lc4i:5i:%x.^o CtUc^fU DMSO, D 
MF * PDpyPdft I^J:^ /jAftWSflS^ 

[0 0 5 1] PLMol^O*. PDpyPdlt PBC 

h/KD^Ii3l^^J:t>*PL Umax) 7$>P^ -tJx-WL* It 
^L^^K^r>^^^2tC^bfc^ N PDpyPd 

[0052] mmm 5 am© 

HJfii0O 1 > 2 -e» & tL^SS^f k-g^fel P - 2 ( P D p y 
Pd) , P— 1 (PBC) W<<* x )y9 tf/Vrf^* 
bl)— (CV) (Omfe&lfvlto [NEtJ [B Ft] 
©CHiCNSS (0. lmol/L) ^^ffV\ 6&:7V— h 

b) , c) fil OOraVs"'^^ 

a) fi 2 . 3 2. IV (vs. AgVAg) , b ) , c ) 

tt0~-2. 5 V (vs. AgVAg) COfglST'tTofCo ft 
*o\ a) ^i"J:^^ Rf^fe (dark 



brown) j&>£>3££. (brown) <n&<D&{kfr&.t>tlfc 0 

[0 0 5 3]JlL7c) PBC7^^fl RTiglft 

*ifefbKcif-r^/V'«r^u »ctr-* (Epc) , m 

Ikt: — ? (Epa) f±, Wi-CTl, -2. 02V, - 
1. 8 2V (vs. AgVAg) T^>9, dtLfcOfcT—^fiP 

B C CO ri — K— t n -jua. K— tr^^^JS LT^ 

5o — PDpyPd7>fMft 0 2. 5V 

(vs. AgVAg) <r>**-\*->ifX\ n-K— n 

— K — tr^^ic*H£i-5tr— ^Sri. 38 V. o. 8 

2V (vs.AgVAg) .jCt>oC^36«*3*»S 0 Iftb^l: 
tf^, PDpyPdUPPhen (t!Bt3WEpcf 

Hi) , PBcicj:t-<T, m^m\^mrmmc2m^\c 

PUpyPdlCo^T-2. 1 — 
+ 2. 3 VCOjEll-Ci0^bfciCV-e(l s 3^:^il7ct: 0 
— ^ (-0. IV. -0. 6 V, -1. 3Vvs.AgVA 
g) tffrbtl&tiK -0. IVt-O. 6V(Dt-^ 

tt, i. 9 v<nmk*r—# tJjyfV y/U^ti, 

1 . 9 Vftifico p - K— ^P D p y P d CO p -flfc K— fc° 

[0 0 5 4] ^±(Df-^^T, PDpyPd, P 
BC. PPhen, ^WBCWM-ir^W/^ 
t^SBC, PDp y P d<DH^£ft£^e/-H'— T»ifc$ 
DpyPd©CVf^^3^^5o Ei'f*315G 



[0 0 5 5] 
1^3] 
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(0 



■2.5 -» 0V) 







«ft,V vs. Ag + /Ag (CH 3 CN) 




Epc 


Epa 




N:N 

PDpyPd 


-1.38 


-0.82 


-1.10 


PBC 


-2.02 


-1.82 


-1.92 


PPhen 




-1.98 


-2.11 


N--N 
BC 


-1.96 


-1.86 


-1.91 


DpyPd 


-1.64 
-2.34 


-1.60 
-2.15 


-1.62 
-2.25 



[0 0 5 61 Mfc#'J 6 (£^c) 
mft^ik^tfo p - 3 (i^y K[3,2-b:2\3'-d] 

N0 2 N0 2 
=k J— y SnCl 2 
Br^x >-<\ >Br 



[0 0 5 7] 

[fbi 4] 

NH 2 NH 2 



conc-HCl, 6(m 




NaN0 2 /aq~H2S04 
Br 




n Br 




Br +nNi(0)Ln 



DMF, etfC 




5 



[0 0 5 8] 1) */T—<D&ffc 
1-1) 3, 3' - i?T i J - 5 , 
2, 2' — tftf y ^> (2) 

5, 5-^P-t-3, 3' ho™2, 2' - fc* 

WisZs (1) (4.60g, U.4mmol)&, SnCh - 2H 2 
0(24.5g, 106ramol)<D*HC 1 (40cm a ) jgiKldflP;*:, 60 
•C-C 2 HtlMXtt S&3:T*?fr£PU 20%NaOH^K 

(3.88g,W99%) B 5n*f^«f, IR 



(KBrft) . 'HNMRtCt tlff-afc. 
1-2) 3, K[3,2-b:2\3'-d]:7 
7> (3) 

3, 3' -^7;/-5, 5' -i^D*-2, 2' - 
t't" y z^V ( 2 ) (0. 52g, 1. 5mmol) & 8 0 (2c 
m 3 ) l£$8#PU rtUd* 0~5°CX;\ MMm (1.5cm 3 ) 
ON a N O2 (0. 15g, 12. 2mmol) Jgi&£:jlST Ufc 0 r 0>WL 
**«r^*m*s^< 5 0-6 0 < Ct?Jffl2 

U ^c^t, £k(C9 O^Tr! 0#IW«#Ufc. 20%N 
aOHTK^T'Ty^yfbU ^nn^titHL, 
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#?>*xfc (0. 12g, I[X^25%) q HO/tlS, 7G*#ffl\ IR 

(KBr^) , 'HNMRia tJffofeo 
2) iitfHHI^^P-3 K[3,2-b:2 , ,3 5 
-d] :7 7 V- 3, ) , PDpyFu (4) 

(1, 5 — is? a —yfytV (0) , 

Ni (cod) s (0.25,0. 9 lmmol) Iriiat'^lDMF 

(20cm a ) ^\Cl]U>tXmmtU Ztl{C, 2, 2' -fc* 
t:° y >VV (0. 12g, 0. 77mmol) t 1 , 5 — a ir? % is 

(0.43cm\ 350mmol) %MzJz. 0 10$MJB$flL 3, 
7 — S^/n^^fcTy K[3,2-b:2' ,3'-d]^^> (3) 

(0. 114g,0.35mmol) &Jx.it^£l}\\'Jt1t t , ^Olffi&Wl&Q 

£rTV^r~Tzk (500cm 3 ) icftl*.* ll&1t#Ufc 0 
UW^EDTA (EDTA • 2K + • 2H*0) tR^, IB. 

fas ^Tv^e—Tyjc, *#s*-jvr*9&i\ ioo°crn5H# 

fflMQ&M U S W*« PDpyFu (0. 44g, lft^75 
%) 7c^«f^^i*J!^"Flc^i- 0 tt:fe\ 2, 

2 ' - trtr y ^Wj^p^it^s c t i±HRW^fti 

HfOIS : C64. 11%, H3. 49%, N15. 14%, 014. 20% 
fHUB : (CiuH^O • 0. 95H.0) : C64. 25%, H3. 18%, N14. 9 
9%, 016.69% 

IR (KBr&O 3, K 

[3, 2-b:2' ,3'-d]77>'^ »b tCjl8.i^j- 0 |8H 
k:&^Tl074cm* 1 fti£<D v (C — Br) <D\y^ 

—zrt£ tr— ^ y {fcic J: u LT^^rt *sfe 

[0 0 5 9] £»JB$^HIrfMfeP-3 (PDpyFu) 
WMwH DMF^WOGPCM^^^T, 2. 

9xio 3 -e&ofc 0 

[0 0 6 0] ^»!| 7 (#03© 
HMfll 6 Tit ttfci*5yHfc:'&* P-3 (PDpyF 
u) tdoV^T, «*0«KJC*N-S*«H4 (2 5°C) £ 

[0 0 6 1] 
[*4] 





PDpyFu 


CF s COOH 


A 




O 


HCOOH 


O 


DMI 


X 


NMP 


A 


DMF 


A 


DMSO 


A 




X 


cHa 3 


X 


MeOH 


X 



[0 0 6 3] ^M*ij8 (SI© 
mmi 6 T*f# kft/ciK^ffc^ P-3 (PDpyF 
u) Mol^T, "Ill^^ilX^^^ (UV-vi 
s) , zfc YJ\s%%>yt>X (PL) (DX^? Y/\s<DMfe 

[0 0 6 4] PDpyFulCO^TIl DMF, HCO 

OH^t?pJHM»^^^ h/^iteU ^Oft*€: 
Hi 9 & J; 5 [C^ bfc, PLft DMF^-CiiJ^L, 
«H^<^ h/W (d 1 ^ ExcitationT^-r) ^^7t^^< 
^ h/P (H^K Emission Tr^i") ^Ol/^T jgl 1 0 

PDpyFuOTy-7-Ifitab5DpyFut, 

?tfy (t°yw-2, 5-^/^) Ppy&jctwy 
(2, 2' -trtry 5 5 -s^tvu) PBpy 

[0 0 6 5] 

[^5] 

PDpyFu DpyFu PpyjrPBpy 



DMF 
DMSO 

NMP 
HCOOH 

H£0 4 



350 
350 
355 
410 
385 
395 



310 



330 



370 



* o *jas a -~mmm x *m 

[0 0 6 2] PDpyFuli, DMF, DMSO, NM 



[0066] PDpyFu <D~plWffif[J&lfiLX'<? YMb 
6o ^l&^Xmaxte, Ppy^PBpy^HItt 

[0 0 6 7] UMF^TIl PDp y Fu<DWM 

^£^/-7-DpyFuJ:tl(t PUpyFu»* 

ftWHisfrfifu 7>r/uA«-e«: % immmtp&*)i>& 

[0 0 6 8] PL^O^TIi, DMF'f'WPLtWfi 
4 0 OnmT?fe <9 , 0 . 8 5 tCl^)^t«$ (!!ft3te£ 

o. oi) a>ii&ft%m%tj>frz><, iiw^PDpy 

F u 0 . 4 2 CD^*^: «9 CDjfrf-IJX^ (PJ^Tt^ 0 . 0 5) 

[0 0 6 9] ^Jfe0!l9 ffl© 

6 XMh'MzM^it^ P-3 (PDdyF 
u) hy- (cv) tDflJ^ 

trtTofco [NEti] [BFt] (7)CH3CN^if^ (0.1 
Omol/L) ^T-frV\ h±L<D3r^X Y7 4 
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[00 70] Eij a) M^£*b£J:5t^ PDpyF 
u7-<;UAIi s -1. 5Vt-2. 2 V [CM7vt u — ? & 
bt>, -2. OVt-l. 8V (vs. AgVAg) [emit b° 

— ^^O^b^H^^/l^frr^ ft*o\ 0. 0~ 

-2. 4 VtD*^" — V^i:Ufc 0 }l7Ct°— ^lis PD 
pyFu(^ri-K-t>^ (K"t"^^0. 4 
V, 0. 2V) *5j:t>*n-^K— e^lC^LT^ 
£ o £J l iM* * K— ^l/tns-^MtO. 6Vtfc7) 
/j\ fUlM^/l-cfc^O. 2~0. 3V/h£<froT 
Hi 1 a) IC^^tL^J:^}-, 0. 0~ + 
2 . 0 V mit fcT— ^ j5S 1 . 3VM. 

lie) +2. 0—2. 4 V (vs. AgVAg) (7) 

^^^n^^Srfforv^^ -2. 2Vt:fc?)l2(Z) 

Cu 

Br— ^ ^-"Br — ^ Br 
^— X DMF 

1 a>b 



<^otV^ u — -1. 5V»Il(Dn-K-t> 
ftfi+O. 5, +1. 4 V<Z>j£v^fcfc B — ^iCBI^Ut 

[0 0 7 U HW^il i o MhS) 

Mft^it&ty) P - 4 (*"y (^<>-y[2, l~d:i',2'-f] 

s^r-tfbrv— 6—^-^-3, ) <o^^s 

&\ «feonjfe0ii i i <om\^\\^m p-5<Di><Dh f#it 

[0 0 7 2] 

Hbi 5] 



N0 2 NO* 



NH 2 NH 2 





SnCl2 



conc-HCl, 60t: 



Br + 



H 2 N NH 2 DMF, refulx 




n Br 




Br + n Ni(0)Ln 

. x x __y DBF, BO*! 

4 a,b 



[0 0 7 3] i) ^e/^-^M 

1-1) 4, 4' -S^P^E— 2, 2' 
(2a) 

mm2<Di-D t^i(utT^tfi B 

1-2) 2, 2' -y ; 7;y-v/7'p-'et: ,, 7x^ (3 
a) 

4, 4' —i?7& z £—2, 2' -i/^Ft3f7i^ 
(2 a) (2. 8g, 7. Ommol) £\ S n C 1 2 • 2 hLO (15g, 
6. 5mmol)co$|HC 1 (30cm 4 ) Wi$\ZMX-tl u ZL<Dm& 

^j^60 o c-e2Bfr^#b^ o ^u^r^ipb/c^, m& 

4£)&20%N a OHtK^^"CT/^ y fkU ^ 

<fc 19 #*asj&*ofc«fi,©E (2. 1 

g, «X^87%) „ [H/tfi, 5c*#*f* IR (KB rife) N 1 

HNMRtcJ:?JtTo£ 




5 a,b 

a : X = CH 
b : X = N 



1-3) 3, 7-^n^^<>y[2, l-d:l',2'-f]^ 

T-t?fc u >-6-:tf*>' (4 a) 

2, 2' -^7;/-4, 4' -^n^|^7x^ 
(3a) (0. 51g, 1. 5mmol) ir^fff (0. 30g, 5. Omraol) ^DM 

f (i5cm 3 ) ww*., i2mmmffiLtz 0 ^<nm&m*i§ 

£PU >fc (10cm 3 ) -C#^Lfc 0 «#9£«&U xK^fe 

(0. 52g, UX^95%) D jm^m, IK (KB 

r*fe) „ 'HNMRMJ; (JfTofc. 

2) it55H=-<b^P-4 :^y (^y/[2,l-d:l*,2' 
-E]i?Tl£ 6— ^>--3, 9— S^fAO „ PDB 
DAz (5 a) 

t'^ (1, —ytrji' (0) , 

N i (c o d) 2 (0. 93g, 3. 4mmol) ^^ttlUMF 
(40cm 3 ) *^P^.r^i:U 2, 2' -fc:" 

fc° y ■M' (0. 47g, 3. Ommol) t 1 , 5 - p ^ ^ 
ai>- (1. 7cm\ Wmmol) ^UX-t^ 
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3, 9 - i^^n^ ^y/^rftv- 6 - ty (4 

a) (0. 50g, 1. 4mmol) %fcfcm^X-tz„ ^O'^^J 

m^T^—Tik (500cm a ) M#PX_, \mMW\,tz. 0 M 
^iJL/i^^^EDTA(EDT - 2^ • 2H.0) tKM^s 2S. 

tK, #r>-^e--T7R, ^^y— ioo°c-ei50# 

KM£$£*£U IW^PDBDAz (0. 26g, 4X^91 

MfflM : C72. 58%, H4. 97%, N12. 73%, 09. 16% 
£HHK : (GJUbO • 0. 41H,0)„:C72. 42%. H4. 12%, N12. 
99%, 010.46% 

IR (KBrj£) <Z«m£r, 3, 9-S^B*i>^/ 
v^T-fefbfV-e-^-V^: ^M ill 2 ^^-f 0 [x| l 2 fl* 
-e— M&l ^ril00~900cm" l f\|"iacD v (C - B 

[0 0 74] ^(DMft^Fit&yoP - 4 (PDBDAz) 
CDMwfi, DMFMf^G PCM^^ t^^It 
T*4 : 6<D2m<D&$itimtj>tl, C tU-xtJ^ UT4. MX 
10 a *o J; 02. 66 X 10 3 1 ^ 4t> ttfc u 

[0 0 7 5] HJifl 1 1 

W^it^ p - 5 : y ( ^ tr y k [3, 2-d : 2' , 3' -f ] 

^ * ^ — a f intra* « £ *s 9 -c & 6 B 
1) 

1-1) a, 3' -^r^y-s, 5' ~^p--e- 

2, 2' -try >^ (3 b) 

mmM6 <n 1-1) t^tcur^ufc. 

1-2) 3, K[3,2-d:2\3'-f] 

r-ffey-e-tv (4 b) 

5, 5' -zxT/n^- 3, 3' - £>T * y - 2 , 2' - 
tftrys^V (3 b) (0. 18g, O. 52mmol) £ j^* (0. 22g, 3. 
7mmol)£DMF (5cm 3 ) Idni, I'MT&WM^tlo Z<D 
m&tfa*#m^ (lOcin 1 ) "C^HRLfc. 

tt5te&*»fc*bfc. (o. i9 g , 11x^100%) „ mfete, jtrnft 

I R (KBrj^) , l HNMR{c£ Dfrofc. 
2) mtftfFik&fo P ~ 2 (/Ky (^fc c y K[3,2-d:2',3' 

9-'^/V) ) N PDpyDAz 

(5 b) 

tf* (1, 5 — S/^n ^y>r/^ (0) , 

N i (cod) 2 (0.28, 1. Ommol) ^iMiUMF 
(15cm 3 ) *IC&P*LT2§^£: U 2, 2' - fcT 

fc" y ^ (0. 14g, 0. 9infflol) kl, 5-is?V7t? 
(0.51cra 3 , 4. lmmol) %1)ti?Lti u MtfMfflJBWfc* 

3, 9-^:/P-Tr>?fc o y K[3, 2-d: 2' , 3* -f] i^Tif fc"> 
— 6 — (4 b) (0. 15g, 0. 41mmol) SrRjSSRfc^in*. 
fc 0 ^^^^^60-70 o Cl?48B#PNl^^ii-fc o s&£ 
Tv££P^ fi^Mfc&TV^^T* (500cm 3 ) fcJbD*., 1 

L7c 0 flgglj tt»*^ED T A (EDTA • 2K + • 2H 



*o) *^S, r^-^K, #r>-"e^T7K, y * y — /u^st 

l\ 100t3^15B#R3>G£ftJ£ U iMWPDPyDA 
z (0. 025g, 11X^30%) 5c*^«f^jB*Sr^Tt- 

^-To ftfc, 2, 2' -brtry ^ds**j»-eifosri: 

HSUffi : C56. 42%, H3. 95%, N23. 56%, 017. 05% 
fHSffi: : (C.iHiiNiO ■ 1. 4H20) n :C56. 12%, H3. 77% 4 N23. 80 
%, 016.31% 

IR (KBrjfe) (OffeZk*^ 3, 9 - 9 J~fu^ \) K 
[3, 2-d: 2' , 3' -f] i/Tif fy- 6 — sf^fc £ 4>l O^ 1 3 
\Ctf1t 0 \M 1 3 ^>^^ey-y— tC&l^TllOO— 900cm"'ft- 

jS<e>v (c-Br) ^fttr— ^^^y-v— 

[0 0 7 6] ^ (DMfr^it&yo P - 5 (PDpyDA 
z) OMwIt DMFiiM^G P CM^btft 
T, 2.9Xltf , t»&ofc tl 

[0077] mmm 1 2 cay® 

XtfeM 10, 11 Tit kftfcK^-T-fbg^ P - 4 ( P D 
BDAz) , P — 5 (PDpyDAz) Mol^T, 

w«Ktc«-i-<5*#H4 (2 5-C) ^P-<fc 0 ^(OJft*tr 
^ 6 ^?F-f" 0 

[0 0 7 8] 

[^6] 





PDBADz 


PDpyADz 


CF 3 CCM3H 


A 


O 


Ha30 4 


A 


O 


HCOOH 


A 


O 


DMI 


A 


O 


NMP 


A 


O 


DMF 


A 


O 


DMSO 


A 


O 




X 


X 


CHCI3 


X 


X 


MeOH 


X 


X 



* o w» a ~%mm x *m 

[0079] m 6 frt>w x 0 \c s m&#mm 

(DMF, DMSO, NMP, DMI) , ®H4#gjft 

%K PDpyDAz^, 2ii^^yii^atr, 

[0 0 8 0] 1 3 («© 

^»!|10, 1 lT?»e>3|Xfci*5^Hb*«P-4 (PD 
BDAz) , P-5 (PDpyDAz) (CoV^T, nj?^ 
^^P^^-<^ h/U (UV-vis) , sJ?byU5*y-fe> 
x (PL) Q^^V h/UOjll^SrfTofcc 
[0 0 8 1] PDBDAzfCO^m DMF, HCO 

[1 1 4 ^Jj:0 ; ^7^^:Lfe f , PLfi, UMF^T'lf 
L, J©3^B^-<^ h/U (IE*, Excitatian-rarf) t$£% 
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*^<? h/u m^P, Emission-e^i") [CH^X m 17 C 

[0 0 8 2] PDpyDAzCo^TH DMSO. H 
COOH^^^l/H^^^ (Film) VtXm^^AU 



[0 0 8 3] &*o\ tt^Ofctf^ PUBDAz tOj^jR-i: 
/^-■ey-r-WDBrDBDAz, PDpyDAzOJ^ 
^^^S^/^-^DB r Dp y A z W^IlMPlt^ 

[0 0 8 4] 
te7] 

(^mflx(nm)) 





PDBDAz 


PDpyDAz 


DBrDBDAz 


DBrDpyDAz 


DMF 


345 


365 


310 


330 


DMSO 




365 






NMP 


355 








HCOOH 


320 


430 


305 


390 




420 


400 







[0 0 8 5] ^U^WVL?^? h/MCo^TizK^&o 
PDBDAzTIl DMF^i^HCOOHW/jU 
max^^tlJ^-^o.T^/^§cD^^j-L. PDp yDAz 
Xfc H C O O H$*(Djj& Imax/j^^SfMtC^ o T ^ 

3 0 d;fU3U PUpyDAztlt 2m<D<j *>-mMt 
mM^iiLf)^—mcffi£^Ztitf^ HCOOH^m 

111 tM CTjktstizfjic, ^mmm^tmm<nA$j7 
^m^mm^^ u # y m<D^m±fr>m u 

()^<^tl^ c #u (t°y^>-~2, 5- 

s^r/u) ^y (2, 2' -trfys^-s. 5' 

[0 0 8 6] PLMoV>Ttt, PDBDAz^PLt- 
^(34 5 5 rim, PDp yDAz WPLtW|j;4 8 Orim 
TNfetK S^lR^fl, PDBDAz/^0. 5 1, PDp 
yDAz^O, 3 4 X~fo'j>fr 0 

[0087] mmm 1 4 mm 

MMMi, 2-e#^nfeffi5HWk#^P-4 (pdbd 

Az) , P-5 (PDpyDAz) # 
z^y^M)- (CV) ^HHfefc-fT-ofc, [NEtJ 
[BFJ WCH>CNS» (0. lmol/L) ^TrfrV\ 

jfi^Ji 1 0 0mVs"'-C&£ o tt*Sr»* ]g 1 9 . 2 OK. 

[0 0 8 8] £i\ 119 a) ltZ73kt$tlZ>£ ZitC PD 
BDAz7-Y/^fi0. 0~— 2. 0 V (vs. AgVAg) 

v, iMbfc>-*«:-l. l V(c«o-5ra!»/jjilfbKc^ 
-f^/Hr^U #fc°^^ fiP D B D A z « n - 1— 1> 



[0 089] 119 b) l^^J:';^ ov~+ 
i . 5 v wBWMrwk BMk tr— * f* o . 4VH. 2 
vk#Seu r^yli^PPP (at* 

[0 0 9 0] m 9 c ) ic^&jfta +1. 5 — 

-2. ovcD^Iw^^yfSi:, H9 a) tm±L 

1^0. 5~0. 6 V« K— M v ly^fu-<jut t t>i-> n 
- K- tr >- ^ in -«£ K— 1° > ^jc#j£i- 5 RTiBWSMfc 
il^ctf— ^3ftS^-P>tbS u L^Lft/j*^ 1. 2V<DMit 

[0 0 9 1] 120 a ) K^StLS J: 9 K> P D 

pyDAz7^MltO. 0 1. 7 V (vs. Ag/A 

g) ^(SE-C^^^v^-tirfeit, 5l7Ct: D — ^^r-l. 

t u >^£: n -aft l^^fc****^-*. B i <^im 

^f^/UTIiO. 2~0. 3V{cM^-f*5« 
[0 0 9 2] 120 b) tc^^nsJ:^^ 0V- + 
1. 0V<DmbMX&, mtt°— ^(i0. 4Vtl. 2 

[0 0 9 3] 1120 c) {C7FcStl2> X V iC N +1. 0~ 

g«o. 4vto. i v\ct * /mck&mtv—t t 

-KK— tr^^tc*nci-5tr— -l. iv 

t + 1 v»t- ?&^x.Z>£5lciEJf$\l<z.mfl,X 
[0 0 9 4] Xttffll l 5 (fife^iS7c#tt) 

mkMi, 2, 6, io, i iT?^tfciii5fflk;^ 
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[0 0 9 5] 



N0 2 N0 2 




PBpy-diN0 2 




N N- 

PDpyFu 




PBpy 



Utl 6] 




PBC 





PPhen 




PDpyPD 




PDpyDAz 



[0096] le^n^^-a^r, ±ia?Ky-^— t^tco 

mPrkte&^S-*— <DEi° (jSTcmtSt) tEpc, Ep 

t^T% nmfct \jxvt<<9 y y9#A'9>* h 



y— (cv) 36»e>*«>/t.fc<o-e&s, 

[0 0 9 7] 
»8] 





Epc 


Epa 






Epc 


Epa 




PDpyPd 


-1.38 


-0.82 


.1,10 


DpyPd 


-1.64 


-0.60 


-1.62 


PDpyFu 


-1.50 


-1.00 


-1.25 










PDBDAz 


-1.40 


-1.10 


-1.25 










PDpyDAz 


-1.40 


-L10 


-1.25 










PBpy-diNO s 


-L50 


-1.30 


-1.40 










PBC 


-2.02 


1.82 


-1.92 


BC 


-1.96 


-1.86 


-1.91 


PPhen 


-2.24 


-1.98 


•2.11 


Phen 






-2.12* 


PBpy 


-2.36 


-2.00 


-2.18 


Bpy 






-2.19* 
















(-1.94) b 



*v vs. Ag/Agci (kci mmm 

h^vs-SCE (BMP) 

[0 0 9 8] il^f-^ (n-K— e*>£Q ^SWkt^— 

[0 0 9 9] MOPAC (/v^^-AMl) 
LUMO GWfi^Wit) ^yKOfUHtT? 



fP^3) 5r^9^-f 0 MOPACffftiCAChey^ 

[0 10 0] 
[*9] 





EA/eV 


Bpy 


0.37 


DBDAz 


0.41 


Phen 


0.84 


DpyDAz 


0.88 


DpyPu 


0.93 


BC 


0.93 


DpyPd 


1.27 


Bpy-diNOe 


1.52 



[oioi] m 2 i \z s mu^'sm^D^^z^^ 
Xs ^i^EAtc^j-rs^y-e— weadh^ 

£r^To (12 i a>g>. E.^EA^iC^mf^/j^^- 

5 (E.°=p. ■ EA+ai, /oi==2. 3 7, 
ai=-4. 1 1 V) „ 

[0 10 2] ia 2 2 fc. 121 «t^(07j<y -v— luOt> 
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2. 07, a, = 2. 19V) (^fl^^T^c, 

[oio3] ^i o [c^-i-tf y t^es -e— ^ 

{lL<D IP (^Wfrtf^v'-V^) SrUPS (*#•## 

&) ^j^^s^ zcom^mi otc^-t- 0 

[0 10 4] 

Kio] 





IP/eV 




PBpy 


6.90 


5.55 


Bpy 


PDpyFu 


5.81 


5.49 


DpyFu 


PDpyPd 


5.61 


5.38 


DpyPd 


PBC 


5.40 


5.35 


BC 


PBpy-diNO, 


5.61 




Bpy-diNO s 



[0105] m 2 3 ^ *°y^— i p (i p P ) (D^ey 
•e^-ffilc^tS I P (IP«) ^BBffSr^Lfc^ 11 

pi=2. 2 9 9, a 3 =— 6. 77V) „ 
[0 10 6] ill O0)3ff y-e—tf) I Pfi, HOMO ( 

/t°!)v-OEA, IP, »W!Bd»^W-J|EU^<^ 
[0 10 7] 

Kill 





VeV(nm) 


IPVeV 


EAVeV 


PBC 


2.99(415) 


5.40 


2.41 


PDpyPd 


2.51(495) 


5.61 


3.10 


PBpy-diNO* 


2,53(490) 


5.61 


3.08 


PDpyFu 


3.10<400) 


5.81 


2.71 


PDBDAz 


3.22(385) 






PDpyDAz 


2.64(470) 







b iM^H 



[0 10 8] 

[J12.] ^m^w^i^m t znsm* i 

[ [15 ] ^^<DS5^fb:^(D^ h/U-^^-y-tr^x^ 



[ 19 ] *isw<z>iB^{k^o^*^Hsyixx-<^ > 

[ jj l i ] ^fW^W^Fit^mo^^ ? y 

i h/Ha"Cfos. 

[ 11 1 3 ] ^WR<nMft^i\&mt*<nm¥e;^-- <o 

mi 4 ] ^w^a^^Hb^©^*^**^^^ 

[ [III 6 ] ^^w«^ft^^7K*fe^^Sr^ 

[ in 8 ] ^mm<7>MfrT<k&^<D*h si* 
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[ 120 ] ^m<DM^i^^)(D^-^ ? V yt^jV? 

[ l2i l 7Ky-7^E»°^>tt5^y-7-i^EA 



III i ] 



[fflio] 



4000 




8 




ExdtadoB 

350 400 




itS/n 




3000 



2000 



1500 



101 



500 
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[[13] 
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600 550 



[115] 
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t 1 1 r 
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— r* 1 1 — 
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-) I 
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0.5 »A 
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[J19] 




550 600 
Iftft/rtfl 
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0.1 



[IH 1 4 ] 


** 1 


\ HCOOH 




V* 1 


JV»_ MS b > p * 1 ' 








POBDAt 




» 1 . i 


» 



250 300 3S0 400 



450 500 
3tft/n« 
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[1*3 7] 




-2.0 -1.0 0 L0 2.0 

mffi/V(vs.AgVAg) 



m 1 5 1 




i 1 1 — — i — — i i » 

WO 300 350' 400 450 500 880 600 
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[ill 



111 




v (C-Br) 
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350 45s 
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[ ill 8 ] 



ill ] 
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PDpyOAz 




TT 1 1 1 
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112] 



123] 
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2: 5.5 



5.3 



PDpyPd 
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5.5 . 6 



4000 
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2000 
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-1.S 
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•1.1 



E,° /V vs.AgVAg 
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i m 2 o i 




_j i i — i — i . 

-2.0 -1.0 0 1.0 2.0 
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[116] 



(a) mmmm 



/<^» N ^N_^N V /«<s^N. 

^ x JL -» x X x ,h 



(b)fig 
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I* <? 



H~/<tL^N^-H H^t^^H M-*r 1 Sr'* , C M 

A 



8 y 



• a 



H-/*t^-.N*fH M*'*t^*^ , H r^^M 





B*rr 



12 4 ] , 
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